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HIGHLIGHTS 


•  N-doped  Li4Ti50i2  was  prepared  by  hydrothermal  route  and  following  sintering  in  NH3. 

•  N-doped  Li4Ti50i2  has  nanosheets  structure. 

•  Synergistic  effect  of  N-doping  and  nanostructure  leads  to  high  rate  performance. 

•  N-doped  Li4Ti50i2  shows  improved  cycle  stability  and  specific  capacity  at  high  rate. 
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N-doped  Li4TisOi2  nanosheets  (NLTO)  have  been  prepared  by  a  simple  hydrothermal  reaction  with 
further  heat  treatment  at  low  temperature  (500  °C)  under  NH3  atmosphere.  The  effects  of  the  Nitrogen 
on  structure  and  electrochemical  performance  are  extensively  studied.  XRD  results  show  that  nitrogen 
doping  does  not  change  the  Li4TisOi2  (LTO)  crystal  structure.  TEM  and  SEM  results  indicate  the  as- 
synthesized  NLTO  has  an  irregular  nano-sheet-like  structure  with  a  size  of  50—200  nm,  which  results 
in  short  Li+  diffusion  paths  and  rapid  charge  transfer  reactions  due  to  the  high  electrode— electrolyte 
interface  area.  Galvanostatic  charge-discharge  tests  show  that  NLTO  exhibits  a  higher  rate  capability  of 
151.8  mAh  g-1  at  10  C  than  that  of  LTO  (139.1  mAh  g-1  at  10  C),  suggesting  that  N-doping  is  beneficial  to 
the  improvement  in  high-rate  capability  of  the  Li4TisOi2  nanosheets. 

©  2014  Elsevier  B.V.  All  rights  reserved. 


1.  Introduction 

With  growing  concerns  over  the  global  warming  effect  coming 
from  the  production  of  carbon  dioxide  and  the  energy  crisis  of  fossil 
fuels,  developing  new  power  sources  for  renewable  energy  systems 
and  next-generation  vehicles  such  as  electric  vehicles  (EVs)  and 
hybrid  electric  vehicles  (HEVs)  to  save  oil  and  to  decrease  exhaust 
emissions  are  very  significant  [1  .  Lithium  ion  batteries  (LIBs)  with 
the  highest  energy  density  and  power  are  believed  to  be  the  most 
suitable  energy  storage  device  for  those  applications  2  .  One  of  the 
key  safety  issues  in  LIBs  for  HEVs  would  be  the  dendritic  lithium 
growth  on  the  anode  surface  at  high  charging  current  because  the 
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conventional  carbonous  materials  approach  almost  0  V  versus  Li/ 
Li+  at  the  end  of  Li  insertion  [3  . 

As  an  alternative  anode  material  to  carbon,  spinel  lithium  tita¬ 
nate  (LUTisO^)  has  been  intensively  investigated  for  lithium-ion 
batteries  owing  to  its  high  redox  potential  (~1.55  V,  vs.  Li/Li+), 
excellent  reversibility,  high  structural  and  thermodynamic  stability 
[4-6  .  Nevertheless,  a  main  obstacle  that  impedes  the  widespread 
applications  of  Li4Ti50i2  is  its  poor  conductivity  associated  with 
poor  charge/discharge  properties  at  high  rates  [7].  Several  methods 
have  been  used  to  increase  electronic  conductivity  with  the  intent 
of  improving  rate  capability,  including  forming  a  composite  of 
Li4Ti50i2  and  conductive  phase  [8-12  ,  doping  Li4Ti50i2  with  metal 
ions  [13-18]  or  non-metal  ions  [19,20  .  Doping  with  Nitrogen  has 
been  proved  to  be  a  practical  method  to  improve  the  rate  capability 
of  Li4Ti5012  21,22  .  For  example,  Shao  et  al.  [21]  fabricated  nitro- 
gen/TiN  modified  LTO  with  enhanced  rate  performance  by  applying 
ammonia  as  the  atmosphere  during  solid-state  reaction  at  800  °C. 
Compared  with  micro-sized  LTO  particles,  nanosheets  structure 
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enable  facile  charge  transfer  reactions  and  short  Li+  diffusion  paths. 
Taking  the  advantages  of  N-doping  and  nanosheets  structure,  a 
higher-performance  electrode  material  is  expected  to  be  achieved. 
However,  research  works  based  on  N-doping  LTO-nanosheets  have 
been  rarely  tackled.  For  fabricating  well-crystallized  doped-LTO,  a 
high  calcining  temperature  (typically  >700  °C)  is  needed  [13-21]. 
Nonetheless,  it  is  not  feasible  to  fabricate  nanostructured  LTO.  This 
is  because  nano  Li4Ti50i2  will  seriously  aggregate  and  lose  their 
nano-structure  at  such  high  temperature,  which  will  prolong  Li+ 
diffusion  paths  and  worsen  the  electrochemical  performance  of 
LTO. 

Herein,  we  report  on  the  preparation  of  N-doped  Li4Ti50i2 
nanosheets  for  high-rate  lithium  ion  batteries  via  a  hydrothermal 
reaction  with  further  heat-treatment  at  low  temperature.  The  hy¬ 
drous  lithium  titanate  (LHTO)  nanosheets  are  synthesized  through 
a  simple  hydrothermal  reaction  method  [23],  and  then  the  as- 
synthesized  LHTO  nanosheets  can  be  crystallized  and  doped  un¬ 
der  NH3  atmosphere  at  a  low  calcination  temperature  of  ca.  500  °C. 
The  resulting  N-doped  LLfTisO^  nanosheets  have  a  capacity  of 
151.8  mAh  g_1  at  10  C-rate. 

2.  Experimental 

2.1.  Preparation  of  pristine  LUTisOu  (LTO)  and  N-doped  LUTisOu 
(NLTO) 

In  a  typical  procedure,  4  mmol  Ti02  colloids,  obtained  from  the 
hydrolysis  of  1.4  mL  tetrabutyl  titanate  in  ethanol/water  mixed 
solution,  was  mixed  with  20  mL  0.2  mol  L-1  LiOH  solution  in  a 
teflon-lined  stainless  autoclave,  which  was  maintained  at  150  °C  for 
14  h  and  then  cooled  to  room  temperature  naturally.  The  resulting 
white  precipitate  was  recovered  by  centrifugation,  washed  with 
deionized  water  and  ethanol  thoroughly,  and  then  dried  in  an  oven 
at  80  °C.  Finally,  the  as-prepared  sample  was  calcinated  in  a  tube 
furnace  at  500  °C  for  6  h  in  air  atmosphere  to  obtain  LTO  and  in  NH3 
atmosphere  to  obtain  NLTO. 

2.2.  Physical  characterization 

The  materials  were  characterized  by  X-ray  diffraction  mea¬ 
surement  (XRD,  Rigaku  D/max-RB  using  Cu  Ka  radiation),  trans¬ 
mission  electron  microscopy  (TEM,  JEOL  2100F),  field  emitting 
scanning  electron  microscopy  (FE-SEM,  Hitachi  S-4800)  equipped 
with  an  energy  dispersive  spectroscope  (EDS)  and  inductively 
coupled  plasma  emission  spectroscopy  (ICP,  Shimadzu  ICPS-7510). 
X-ray  photoelectron  spectroscopy  (XPS)  measurements  were  car¬ 
ried  out  by  a  Kratos  Axis  UltraDLD  spectrometer  (Kratos  Analytical- 
A  Shimadzu  group  company)  using  a  monochromatic  Al  Ka  radia¬ 
tion  (hy  =  1486.6  eV).  The  binding  energies  of  the  samples  were 
calibrated  by  taking  the  carbon  1  s  peak  as  a  reference  (284.6  eV). 

2.3.  Electrochemical  tests 

Electrochemical  experiments  were  carried  out  via  CR2016  coin¬ 
type  test  cells  assembled  in  an  argon-filled  glove  box  using  lithium 
metal  as  counter  electrodes.  The  composite  electrodes  were  made 
of  the  active  materials  powder  (80  wt%),  acetylene  black  (10  wt%) 
and  polyvinylidene  fluoride  (PVDF)  binder  (10  wt%)  homoge¬ 
neously  mixed  in  N-methyl  pyrrolidinone  (NMP)  solvent  and  then 
coated  uniformly  on  a  copper  foil.  Disks  of  1.54  cm2  were  punched 
out  of  the  foil,  and  the  weight  of  the  active  material  for  each  disk 
was  about  3.5  mg.  The  electrolyte  consisted  of  a  solution  of  1  M 
LiPF6  in  ethylene  carbonate  (EC),  dimethyl  carbonate  (DMC)  and 
ethyl  methyl  carbonate  (EMC)  solution  (1:1:1  in  volume).  The 
discharge-charge  measurements  were  performed  on  Land 


CT2001 A  tester  (Wuhan,  China)  at  the  constant  current  mode  in  the 
range  of  1.0-2.5  V.  The  cyclic  voltammetry  was  tested  at  a  scan  rate 
of  0.1  mV  s_1  using  Autolab  PGSTAT  302N  electrochemical  work¬ 
station,  between  1.0  and  2.5  V.  The  electrochemical  impedance  of 
the  electrode  was  studied  in  a  three-electrode  glass  cell  with 
metallic  lithium  film  as  both  counter  and  reference  electrodes.  The 
experiment  was  performed  using  Autolab  PGSTAT  302N  electro¬ 
chemical  workstation  in  a  frequency  range  of  100  kHz-0.1  Hz  and  a 
potentiostatic  signal  amplitude  of  5  mV  at  full  charge  state  (2.5  V). 
Prior  to  the  EIS  measurements,  the  electrode  was  activated  by  three 
cycles  charge/discharge  at  0.2  C  between  1.0  V  and  2.5  V. 

3.  Results  and  discussion 

The  XRD  patterns  of  the  as  prepared  LHTO,  LTO  and  NLTO  are 
shown  in  Fig.  1.  The  diffraction  peaks  of  as  synthesized  LHTO 
(Fig.  la)  can  be  indexed  as  the  layered  hydrous  lithium  titanate  with 
a  C-base-centered  orthorhombic  lattice  (JCPDS  No.  47-0123).  As  the 
results  previously  reported,  such  layered  hydrothermal  products 
can  be  transformed  to  spinel  LLfTisO^  after  heat  treatment  [23]. 
From  Fig.  lb  and  c,  we  can  see  all  the  peaks  are  in  accordance  with 
the  standard  diffraction  peaks  of  cubic  spinel  Li4Ti50i2  (JCPDS  No. 
49-0207)  and  no  characteristic  peaks  are  observed  for  other  im¬ 
purities  in  both  LTO  and  NLTO.  These  results  reveal  that  the  LHTO 
can  be  completely  converted  to  cubic  spinel  LTO  after  heat- 
treatment  at  500  °C  for  6  h  in  both  air  and  NH3  atmosphere. 
There  is  no  distinct  difference  between  the  patterns  of  LTO  (Fig.  lb) 
and  NLTO  (Fig.  lc),  indicating  that  the  N-doping  has  not  changed 
the  crystal  structure  of  Li4Ti50i2.  But  the  obvious  difference  is  that 
the  white  LTO  becomes  brown  after  N-doping  as  shown  in  the  inset 
of  Fig.  1.  The  change  of  color  can  be  ascribed  to  partial  reduction  of 
Ti4+  on  the  LTO  surface  to  Ti3+.  Moreover,  the  lattice  parameter  of 
LTO  and  NLTO  obtained  by  analyzing  XRD  pattern  is  estimated  to  be 
8.353  A  and  8.347  A  respectively.  A  slight  change  of  lattice 
parameter  occurred  due  to  the  doping  of  N  at  a  low  annealing 
temperature. 

The  chemical  information  of  the  product  was  examined  by  XPS 
and  shown  in  Fig.  2.  The  wide-survey  XPS  spectrum  (Fig.  2a)  of  the 
as-synthesized  NLTO  reveals  the  main  presence  of  Ti,  O  and  C  in  the 
NLTO.  Additionally,  in  the  XPS  spectrum  (Fig.  2b),  a  pronounced 
nitrogen  peak  at  396  eV  can  be  seen,  which  is  assigned  to  N  in 
covalent  Ti-N  bonds  [24].  The  peak  of  Nls  appeared  in  the  XPS 
indicates  that  the  LTO  surface  is  doped  with  nitrogen.  The  high 
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Fig.  1.  X-ray  diffraction  patterns  of  (a)  LHTO,  (b)  LTO,  (c)  NLTO,  and  inset  is  the 
photograph  of  the  LTO  (left)  and  NLTO  (right)  with  white  color  and  brown  color, 
respectively.  (For  interpretation  of  the  references  to  color  in  this  figure  legend,  the 
reader  is  referred  to  the  web  version  of  this  article.) 
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Fig.  2.  (a)  The  wide-survey  XPS  spectrum  of  NLTO;  (b)  N  Is  XPS  spectrum;  (c)  Ti  2p 
XPS  spectrum. 

resolution  spectra  of  the  Ti  2p  are  shown  in  Fig.  2c.  It  can  be  seen 
that  Ti  2p  spectra  consists  of  two  peaks  at  around  457.9  eV  (Ti  2p3/ 
2)  and  464.2  eV  (Ti  2pl/2).  According  to  previous  studies  [25,26], 
the  Ti  2p3/2  peak  of  Ti203  is  located  at  458.0  eV.  Accordingly,  the 
shift  ofTi  2p3/2  of  NLTO  to  457.9  eV  represents  a  state  close  toTi3+, 
suggesting  a  mixed  Ti4+/Ti3+  valence  of  Ti  ions.  After  calcining  in 
ammonia  atmosphere,  LHTO  transforms  to  LTO  along  with  the 
partial  reduction  of  Ti4+  on  the  LTO  surface  to  Ti3+,  which  would 
lead  to  electrons’  increase  and  eventually  improve  electronic 
conductivity. 


SEM  and  TEM  were  applied  to  investigate  the  effect  of  N-doping 
on  morphology.  As  shown  in  Fig.  3a  and  c,  the  morphology  of  both 
NLTO  and  LTO  can  be  described  as  nanosheets  with  very  similar 
irregular  shape,  indicating  that  N-doping  under  a  low  calcination 
temperature  almost  has  no  obvious  effect  on  the  morphology  of  the 
materials.  The  nanosheets  structure  can  not  only  shorten  the  elec¬ 
tronic  path,  but  also  facile  transport  of  the  electrolyte  to  the  surfaces 
of  the  LTO,  thus  results  in  rapid  charge  transfer  and  short  Li+  diffu¬ 
sion  distance.  TEM  images  of  LTO  and  NLTO  are  shown  in  Fig.  3b  and 
d.  The  images  clearly  reveal  that  the  sample  is  composed  of  stacked 
nanosheets.  Lattice  fringes  can  be  seen  clearly  (Fig.  3d),  suggesting 
that  these  sheets  have  a  well-defined  cubic  crystalline  structure.  The 
peak  of  N  in  EDS  corroborates  that  NLTO  powders  indeed  contain  the 
N  element,  which  corresponds  with  the  result  of  XPS.  The  EDS  an¬ 
alyses  show  that  the  atomic  percentage  of  Ti,  O  and  N  is  28.08%, 
70.15%  and  1.77%  respectively.  The  ICP  results  also  indicate  that  the 
mole  ratio  of  Li:  Ti  is  0.78,  which  is  close  to  that  in  LLfTisO^. 

The  electrochemical  performance  of  NLTO  microspheres  was 
systematically  investigated  using  a  coin-type  half  cell.  Cyclic  vol- 
tammograms  (CVs)  curves  of  LTO  and  NLTO  are  shown  in  Fig.  4a.  It 
can  be  seen  from  Fig.  4a  that  there  is  a  pair  of  similar  reversible 
redox  peaks  for  LTO  and  NLTO,  suggesting  that  N-doping  do  not 
change  the  electrochemical  reaction  process  of  LTO.  The  anodic 
peaks  at  about  1.70  V  (vs.  Li/Li+)  and  the  cathodic  peaks  at  around 
1.45  V  (vs.  Li/Li+)  are  correspond  to  the  processes  of  Li  dein¬ 
tercalation  and  intercalation.  The  voltage  differences  between 
anodic  and  cathodic  peaks  reflect  the  polarization  degree  of  the 
electrode.  Compared  to  the  LTO,  the  cathodic  and  anodic  peaks  of 
the  NLTO  are  much  higher  and  sharper,  which  indicates  the  better 
electrode  kinetic  of  the  NLTO.  In  addition,  the  potential  difference 
between  cathodic  and  anodic  peaks  of  the  NLTO  (0.15  V)  is  smaller 
than  that  of  the  LTO  (0.25  V),  which  suggests  that  N-doping  is 
favorable  for  reducing  the  electrode  polarization. 

Fig.  4b  shows  the  initial  charge/discharge  profiles  of  the  LTO  and 
NLTO  at  1  C  rate.  The  C  rates  are  calculated  based  on 
1  C  =  175  mA  g_1.  Both  electrodes  present  voltage  plateau  around 
1.55  V,  which  are  the  result  of  a  two-phase  reaction  based  on  the 
redox  couple  of  Ti3+/Ti4+.  However,  the  NLTO  presents  a  more  flat 
plateau  profile  and  a  larger  plateau  capacity  than  the  LTO,  and  the 
polarization  between  the  charge  and  discharge  plateau  is  160  mV 
for  LTO  and  only  52  mV  for  NLTO,  indicating  that  the  kinetics  of  the 
pristine  LTO  are  indeed  improved  after  N-doping.  The  reason  can  be 
explained  associated  with  the  presence  of  the  Ti3+,  which  has  been 
considered  to  be  helpful  to  the  improvement  in  electrochemical 
performance  [27]. 

Fig.  4c  compares  the  rate  capabilities  of  pristine  LTO  and  NLTO 
electrodes.  For  each  stage,  the  charge-discharge  processes  of  the 
samples  are  taken  for  20  cycles.  As  shown  in  Fig.  4c,  the  NLTO 
electrode  delivered  a  capacity  of  173.3,  165.1,  162.3  and 
151.8  mAh  g_1  at  1,  2,  5  and  10  C,  respectively.  As  for  LTO  electrode, 
the  capacity  is  170.6,  163,  156.9  and  139.1  mAh  g-1,  respectively. 
Therefore,  NLTO  exhibits  obviously  improved  capacity.  Moreover,  as 
the  current  rate  returned  to  1  C  again,  a  stable  capacity  of 
172.6  mAh  g  1  can  be  obtained  with  rare  decaying  in  the  following 
20  cycles,  demonstrating  that  the  NLTO  electrode  has  an  excellent 
reversibility  and  stability.  The  significant  improvement  in  high  rate 
performance  of  the  NLTO  is  attributed  to  the  Ti3+  that  improves  the 
electrochemical  activity  of  the  composite  [27  . 

The  NLTO  sample  is  further  subjected  to  cycling  performance 
evolution  at  1  C  and  10  C  rate,  shown  in  Fig.  4d.  At  1  C,  NLTO  cell 
reaches  a  reversible  capacity  of  165.3  mAh  g-1  after  200  cycles, 
which  keeps  95.8%  of  its  initial  discharge  capacity  (172.5  mAh  g_1). 
Furthermore,  a  discharge  capacity  of  144  mAh  g-1  after  200  cycles 
is  still  achieved  at  10  C  rate.  The  superior  cycling  stability  is 
attributed  to  the  combinative  advantages  of  nanosheets  structure 
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Fig.  3.  SEM  images  of  LTO  (a)  and  NLTO  (c),  TEM  images  of  LTO  (b)  and  NLTO  (d)  (inset  shows  the  EDS  result). 
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Fig.  4.  (a)  Cyclic  voltammograms  (CVs)  of  LTO  and  NLTO  electrodes  at  a  scan  rate  of  0.1  mV  s  \  (b)  the  first  charge/discharge  profiles  of  the  LTO  and  NLTO  at  1  C  rate,  the  inset  shows 
the  magnified  region,  (c)  comparison  of  the  rate  capabilities  of  LTO  and  NLTO  electrodes,  (d)  cycle  performance  of  NLTO  electrodes  at  1  C  and  10  C  rate. 
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and  N-doping  modification.  On  the  one  hand,  the  nanosheets 
structure  can  shorten  the  ion  and  electron  transfer  path  and  in¬ 
crease  electrode/electrolyte  contact  area.  On  the  other  hand,  N- 
doping  modification  can  enhance  the  conductivity  of  LTO  due  to  the 
presence  of  Ti3+  valence  on  surface. 

Fig.  5a  shows  EIS  curves  of  LTO  and  NLTO  electrodes  tested  in 
three  electrodes  system.  An  equivalent  circuit  used  to  fit  the  spectra 
is  given  in  the  inset  of  Fig.  5a.  For  both  LTO  and  NLTO  electrodes,  a 
semicircle  in  high  frequency  region  and  a  line  in  low  frequency 
region  were  observed.  Rs  represents  the  electrolyte  resistance;  CPE 
and  Ret  represent  constant  phase  element  and  charge  transfer 
resistance,  respectively.  The  charge  transfer  resistance  can  be 
calculated  according  to  the  depressed  semicircle;  Zw  represents 
Warburg  impedance.  It  can  be  clearly  seen  from  Fig.  5a  that  NLTO 
electrodes  have  a  smaller  charge-transfer  resistance  than  that  of 
LTO  electrodes,  indicating  that  the  N-doped  LTO  possesses  higher 
conductivity.  The  lithium  ion  diffusion  coefficient  can  be  calculated 
from  the  formula  as  following  equation  [28,29  : 

D  =  R2T2 /2A2n4C2a2 

where  R  is  the  gas  constant,  T  is  the  absolute  temperature,  n  is  the 
number  of  electrons  transferred  per  molecule  during  oxidization,  F  is 
the  Faraday  constant,  A  is  the  surface  area  of  the  electrode,  C  is  the 
concentration  of  Li  ions  and  a  is  the  slope  of  the  line  Z!  ~  w-1^2,  which 
can  be  obtained  from  the  line  ofZ'  ~  (shown  in  Fig.  5b). 


Fig.  5.  (a)  Impedance  spectra  of  LTO  and  NLTO  electrodes  within  frequency  range  of 
100  kHz-0.1  Hz.  The  inset  is  the  equivalent  circuit  used  to  fit  the  EIS.  (b)  Graph  of  7! 
plotted  against  w-1/2  at  low  frequency  region  (2.4-0.1  Hz)  for  LTO  and  NLTO 
electrodes. 


The  calculated  lithium  diffusion  coefficient  D  (cm2  s_1)  of  NLTO 
material  is  1.56  x  1CT14  cm2  s-1,  however  that  of  LTO  is  only 
4.64  x  10-15  cm2  s-1.  Obviously,  the  NLTO  has  a  bigger  lithium  ion 
diffusion  coefficient,  which  indicates  that  the  lithium-ion  mobility 
ofLi4Ti5012  can  be  effectively  improved  by  N  doping.  Consequently, 
the  electrochemical  performance  of  Li4Ti50i2  can  be  improved 
effectively. 


4.  Conclusions 


Nitrogen-doped  LLjTisO^  nanosheets  were  successfully  pre¬ 
pared  via  a  hydrothermal  process  and  following  low  temperature 
sintering  in  NH3  atmosphere.  XPS,  EDS  and  XRD  results  show  the 
presence  of  Ti3+  on  LTO  surface  after  N-doping.  The  Ti3+  is  bene¬ 
ficial  to  improve  the  conductivity  of  the  composite.  When  used  as 
anode,  NLTO  shows  a  better  rate  capability  and  Cycle  stability.  After 
200  cycles,  its  discharge  capacity  is  144  mAh  g_1  at  10  C.  The 
excellent  rate  capability  can  be  attributed  to  the  enhanced  con¬ 
ductivity  of  the  N-doping  modification  combined  with  the  short  ion 
and  electron  transfer  paths  of  nanosheet  structures.  Such  results 
indicate  that  the  N-doped  LLfTisO^  nanosheets  can  be  attractive 
candidate  anode  materials  for  lithium  ion  batteries. 
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